Introduction
The previous synthesis of [1] benzothieno [2,3- e]1,2,4-triazine derivatives were based on two principles. The first principle concerns the cyclization of amidinohydrazone of the 2,3-dihydrobenzo[b]thiophen-2,3-dione (1), the second principle is based on closure of thiophene ring of the 5-(2-mercaptophenyl)-6-azauracil (2) .
In this communication the syntheses of some derivatives of 2-aryl-2,3-dihydro-benzo [b] thieno [2,3- e]1,2,4-triazin-3-ones 4 are described, based on the third principle, which was successfully verified at the synthesis of the analogues [1] benzofuro [2,3- e]1,2,4-triazine derivatives (3) .
Results
By coupling of diazonium salts with ethyl N-(2-benzo[b]thienyl)-carbamate 1 in pyridine medium corresponding 3-arylazocompounds 2 were prepared in good yields. Unlike analogous azocompounds of the benzo [b] furan series, which easily changes to tautomeric hydrazones (3), we found azocompounds 2 which are stable at room temperature, according to the results of the IR spectroscopy of the compound 2a in 'Part XXIV: see ref. 3 Cyclization reactions of hydrazones XXV: Synthesis and study of reactivity of some derivatives of [l] benzothieno [2,3- 
Apparatus and methods
The melting points were determined on a Boetius stage and are uncorrected. The infrared spectra were recorded in KBr wafers and scanned on an ATI Unicam Genesis FTIR instrument. The NMR spectra were registered in (CD 3 ) 2 SO on a Bruker AMX-360 spectrometer (360 MHz); the chemical shifts are reported in ppm. Elemental analyses were performed with an EA1108 Elemental Analyser (Fison Instrument).
Experimental
Ethyl N-(3-arylazo-2-benzo[b]thienyl)-carbamates 2a-2e.
General Procedure:
A solution of corresponding aromatic amine (2.00 mmol) in a mixture of ice water (10 ml) and 37% hydrochloric acid (1.2 ml) was diazotized with a solution of sodium nitrite (2.00 mmol) in ice water (6 ml). The General procedure:
Method a: by cyclization of azo-carbamates 2.
Corresponding azocarbamate 2 (1.5 mmol) was heated at 250-255 °C in a metal bath for 15 min.
After cooling the crude product was finely pulverized, recrystallized from toluene and dried at 120 °C.
Cyclization reactions ofhydrazones XXV: Synthesis and study of reactivity of some derivatives of [l]benzothieno[2,3-e] 1,2,4-triazine
Method b: by cyclization of compounds 5.
A suspension of 6-azauracil 5 (0.1 mmol) in 37% hydrochloric acid (4 ml) was refluxed for 60 min.
After cooling, undissolved compound was filtered off, washed with water and dried. The sample for analysis was obtained by recrystallization from ethanol.
For further details, see tables 1-2.
1 -aryl-5-(2-mercaptophenyl)-6-azauracils 5a-5d.
General procedure:
The corresponding compound 4 (0.5 mmol) was dissolved in a solution of 1M-NaOH (15 ml) and sodium disulphite (7 mg) and refluxed under nitrogen atmosphere for 15 min.The clear solution so obtained was cooled by immersing the flask in ice water and neutralization by dilute acetic acid. Precipitated colourless compound 5 was collected, washed with water and dried over NaOH under oxygen free conditions. Prepared compounds 5 are very sussceptible to air oxygen and it was not possible to prepare them in pure form, due to the presence of traces of disulphide. This is the reason why we could not determine a melting point of these compounds.
3-arylhydrazono-2,3-dihydro-benzo[b]thiophen-2-ones 6a-6d.
Corresponding compound 4 (0.1 mmol) in a mixture of ethanol (10 ml) and 37% hydrochloric acid (6ml) was refluxed for 36 hours. After this time ethanol was distilled off under vacuum. The reaction mixture was cooled for one day and precipitated crystalline substance was filtered off, washed with water and recrystallized from ethanol-water mixture with using charcoal.
2,2'-bis-(1-aryl-6-azauracil-5-yl)-diphenyl-disulphides 7a-7d.
General procedure:
To the solution of compound 5 (0.1 mmol) in ethanol (10 ml) was dropwise added solution of iodine (1% solution) in ethanol until the colour of the solution was permanent light brown. During this period the oxidized product started to precipitate from solution. This one was filtered off, washed with ethanol and water and recrystallized from larger amount of ethanol.
For further details, see tables 1-2. 
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